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"About Merocyanine Dyes Derivatives of Rhodanine - : 
ae -** padical as well as the addition of the dimethyl sulfate to the. — 
“ ee diethylamino group. This results in the formation of a quaternary 
and double quaternary salt mixture with a prevalence of one of 
_ the two depending of course upon the reaction conditims. A 
- study of the optical properties of the synthesized dyes showed 
that the entry of the methyldiethylammonium group into position 6 
_ of thiadimethinecyanines derivatives of 3-ethylrhodanine and 
3 _ethylthiazolidinedion~(2,l) causes considerable displacement of 
the absorption maximum toward the short wave zone as compared 
with the nonsubstituted dyes. It was noticed during the hydrolysis 
of quaternary salts that the reaction occurs at various rates — 
depending upon the nature of the heterocyclic radicals ard these 
-. dyes and the concentration of the solutions. Bathochromic dis- 
placement of the absorption maximum, the magnitude of which ae 
_ decreases with the increase jn basicity of the hetercyclic radicals, 
was ooserved during the change over from merocyanine derivatives 
of 3-ethylrhodanine to quaternary salts, Quaternary salts with - 
heterocyclic radicals, the basicity of which is reduced by the 
‘introduction of .electronegative substitutes, have the highest 


 pydrolysis- rate. 
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AUTHORS: Sytnik, Z. P. , _Zhilina, L. D. , Lifshite, E. B. yee: 
oR RR 8 AREER ARNETTE hog 
TITLE: Merocyanine Dyes With Electron-Releasing Substituents in the =| 
Polymethine Chain (O merotsianinovykh krasitelyakh s elektro- 
_'. nodonornymi zamestitelyami v polimetinovoy +8epi) : 
PERIODICAL: Doklady Akademii Nauk SSSR, 1957, Vol. 114, Nr 2, pp. 343-346 
: tess (USSR) ee ae ; 
i ABSTRACT: | Among the merocyanine dyes substituted in the chain only di- 
: methynmerocyanines have been investigated in sufficient de- 


tail, i.e. rhodanine derivatives with an alkyl or. phenyl 
group in the. polymethynchromophor. Therefore it was of inter- 
est to investigate the methods of synthesis and the proper-~ 
». ties of the di+ and tetramethynmerocyanines which contain in 

an &-position an electropositive substituent, e. g. an alk~ 
oxyl, amino, or a substituted amino group. By the interaction 
of 3-ethy1-5-(k-ethoxyethyliden)-rhodanine (R=C H,) with 
ethyl-p-toluenesulphonate of d-athy lmeroaptobenzthiazol in 

ig be eee wes the alcohol medium and in presence of triethylamine at normal 

~ ‘Card 1/5 _ temperature, o-ethoxydimethynmerocyanine was obtained. In 


Ti re 
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‘Merocyanine Dyes With Electron-Releasing Substituents in the Polymethine 
Chain a Sgn ae a to — : a Bes ea a 
analogy hereto, O-ethoxysubstituted dimethynmerocyanines 
- with rests of 6,7-tetramethylbenzthiazol, benzselenazol, - 
‘chinoline benzoxazol and thiazolin were synthesized. The 
' authors of the present paper furthermore succeeded in obtain- 
ing, by condensation of the 3-ethyl-5-(#-ethoxyliden)-rhoda- 
nine (R=C,H ) with quartery salts of the vinyl derivatives 
‘of heterosyélic bases in an ethanol solution or in acetic. 
‘anhydride in presence of triethylanylin, A-ethoxytetramethyn-— 
merocyanines with rests of benzthiazol, as well as of benz~ 
selenazol and 3, 3-dimethylindoleniny It could be expected 
that the alkoxy group would have considerable mobility, and 
in particular a capacity of exchange with respect to the 
amino rest, which would make it possible for the authors 
to proceed to the O-aninosubstituted mercooyanines which © 
have not-been.described so far. This was actually the case, 
and after Ol~ethoxy- or -methoxydimethynmerocyanine was 
heated , through one hour, with abundance of methylamine in 
alcohol solution, two dyes were insulated. that are identical 
from the point of view of their properties. Their elementary 
a composition shows that they are merocyanines with an ethyl- 
. Card 2/5. amino group in the ol-position. The reactions with methyl-, 
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butyl; nonyl-, “dodeoyl- ‘and | benayinsines: took: exactly. thie 
same course. ln complete analogy hereto, the authors. of the 
_ paper under review obtained, by action of ethylamine on 
‘appropriate. ol-ethoxymerocyanines, O-ethylaminosubstituted 
dimethynmerocyanines with rests of 6.7-tetramethylenebenz- 
thiazol, benzselenazol, chinoline, thiazoline, and tetra-. 
‘we tnyimerodoyanine: ‘The exchange of the ethoxy- or methoxy- 
groups in merocyanines of the I-structure (Figure in the pa- 
per under review) takes place at normal temperature, but is 
_. slower, fhe process of heating leads to a number of addition~ 
_ al subsidiary processes. A totally. different course is taken 
by the reaction of C&-ethoxydimethynmerocyanine with aniline 
“and secondary amines. A yellow substance is produced. So far 
. it has not been possible to substitute both the ethoxy- and: 
“also the methylmercapto-group by aniline and diethylamine. 
It has been demonstrated that 3-ethyl-5-(%-ethoxyliden)-rho- | 
danine reacts with aniline and piperidine exactly as easily © 
5 ; '. as with ammonia and the primary aliphatic amines (e.g. methyl- 
a . Card 3/5 and etheramine), with aminosubstituted ethyliden- -rhodanides 
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being formed in ‘this context. Here again substitution of ‘the 
ethoxygroup as compared to the rest of an aliphatic amine 

- leads to a sharp ‘decrease in the reactive capacity of the me- 
‘ thyl group. As expected, the acetylation of the amino group — 

--in the compound denoted with IV leads to a noticeable increase 
of the mobility of the hydrogen atoms of the methyl group. 
Analogous syntheses were-carried out, starting from the ap- 
propriate ethylidenrhodanines, of the %-phenylacetamino-~ - 
-and c-phenylacetoaminemerocyanines. These can also be obtain- 
‘ed by acetylation of appropriate -aimnino~, %-ethylamino-, 
and olephenylaminomerocyanines. There takes place in mero- — 
oyanines, which contain reats of 6,7-tetramethylonbenzthia- 
zol, benzselenazol, chinoline, and thiazoline, a shift of 

-the maximum of absorption into the long-wave sphere, if an. 
alkoxy- and ethylamine-group is introduced. Acetylation of 
the amino group results in a sharp batochromic shift of the 
maximum of absorption of the dyes. There are 1 table, and 
11 references, 5 of which are Soviet.. 
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